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Description

[0001] The present invention relates to a method for producing a polyimide film, a polyimide coating composition, a
polyimide electric insulating material, or heat resistant polyimide molded articles from a compound containing an imido
group.
[0002] In particular, it relates to the use of a compound containing an imido group having a good low temperature
curability, a good solubility, a good adhesion to a substrate, and the like in which the compound is obtained by partial
hydrolysis of a polyimide molded article as industrial waste.
[0003] Since a polyimide molded article represented by a polyimide film has an excellent chemical resistance, it is
insoluble in various solvents and has high boiling point. As such thermoplastic plastics such as polystyrene, recycling
after melting is conventionally difficult to achieve.
[0004] For such reasons, when a polyimide molded article needs to be discarded as waste, it is generally buried in
the ground or incinerated in spite of high cost. Thus, a problem remains in that it is unsatisfactory in terms of a recycling
property or environmental characteristics.
[0005] Under these circumstances, various methods have been suggested to chemically hydrolyze and recycle a
polyimide molded article to be discarded.
[0006] For example, a method including complete hydrolysis of an aromatic polyimide molded article under a pre-
determined temperature condition in the presence of alkali at a pre-determined concentration to give aromatic tetracar-
boxylic acid dianhydride and aromatic diamine as raw materials is known (see, the patent document 1).
[0007] More specifically, it is a method of treating polyimide which includes that the polyimide is hydrolyzed at 150 to
230°C in the presence of 4 to 4.8 times the amount of alkali relative to the polyimide unit to give aromatic tetracarboxylic
acid dianhydride and aromatic diamine as raw materials, an aqueous alkaline solution and an acidic solution of them
are treated with activated charcoal, a large amount of acid and alkali are added to the mixture, and the aromatic tet-
racarboxylic acid dianhydride and aromatic diamine are precipitated, separated, and recovered.
[0008] Further, a method of hydrolyzing polyimide with a pre-determined structure under high temperature and high
pressure condition in the presence of water or alcohol and obtaining it as a low molecular weight product, which is a raw
material for polyimide, is suggested (see, the patent document 2) .
[0009] More specifically, it is a method of dissociating polyimide including hydrolyzing polyimide or a polyamide acid
as a precursor thereof under a supercritical condition including, for example, 250 to 350°C and 10 to 100 MPa in the
presence of water or alcohol and obtaining it as a low molecular weight product of aromatic tetracarboxylic acid dianhydride
or aromatic diamine, which is a raw material for polyimide.
[0010] Further, a method of dissociating polyimide or the like from a polymer-containing solid which contains a metal
compound and polyimide and recovering the metal component is suggested (see, the patent document 3).
[0011] More specifically, it is a method of contacting, at the temperature of 200°C or higher, a polymer-containing solid
such as polyimide with a polymer-dissociating material containing a solvent which has solubility parameter of 18 (MJ/m3)1/2

or more to dissociate and remove the polymer-containing solid and efficiently recovering the remaining metal component
(copper) .
[0012] Still further, a method of hydrolyzing polyimide as industrial waste by using a large amount of a basic material
under low temperature and atmospheric pressure and recovering a pre-determined raw material for polyimide as a
recycling material is suggested (see, the patent document 4).
[0013] More specifically, it is a method including adding a basic material (e.g., alkali metal hydroxide) capable of
producing a hydroxide ion (OH) 20 to 80 molar times the theoretical dissociation amount to the polyimide, hydrolyzing
the mixture under atmospheric pressure at a pre-determined temperature (40 to 95°C), neutralizing the product with an
acidic material, and recovering a raw material for polyamide such as pyromellitic acid or aromatic amine.
[0014]

[Patent Document 1] JPS60-81154A (Claims)
[Patent Document 2] JP4432175B (Claims)
[Patent Document 3] JP2002-256104A (Claims)
[Patent Document 4] JP2006-124530A (Claims)
[Patent Document 5] US 2003/164090 A1

[0015] [Non-Patent Document 1] Verdianz et al., entitled: "Surface modification of imide containing polymers I: Catalytic
groups", European Polymer Journal, vol. 42, no. 3, 1st March 2006, pages 638-654.
[0016] However, the methods or the like for regenerating the polyimide molded article that are disclosed in the patent
documents 1 to 4 basically have a purpose of obtaining a raw material for polyimide or remaining metal materials based
on complete hydrolysis.
[0017] Thus, there is clearly no intention to obtain a compound containing an imido group with a specific structure
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which can be cured at low temperature and exhibits a good solubility or a good adhesion based on partial hydrolysis of
a polyimide molded article.
[0018] More specifically, as the patent document 1 discloses a method of treating polyimide including precipitating
aromatic tetracarboxylic acid dianhydride and aromatic diamine, and isolating and recovering it, obtainment of a com-
pound containing an imido group with a specific structure is not suggested at all.
[0019] Further, as the patent document 2 discloses a treating method of polyimide to obtain aromatic tetracarboxylic
acid dianhydride and aromatic diamine as a raw material for polyimide based on hydrolysis at supercritical condition
including pre-determined temperature and pre-determined pressure, obtainment of a compound containing an imido
group with a specific structure is not suggested at all.
[0020] Further, as the patent document 3 discloses a method of treating polyimide including dissociating and removing
a polymer solid such as polyimide and recovering efficiently the remaining metal components, obtainment of a compound
containing an imido group with a specific structure is not suggested at all.
[0021] Further, as the patent document 4 discloses a treating method of polyimide for recovering a raw material for
polyimide such as pyromellitic acid and aromatic amine, obtainment of a compound containing an imido group with a
certain a structure is not suggested at all.
[0022] Still further, according to the methods or the like for regenerating a polyimide molded article that are disclosed
in the patent documents 1 to 4, no suggestion has been made regarding further lowering of curing temperature to
regenerate polyimide from hydrolysates by containing a pre-determined reaction promoting agent (specific metal spe-
cies).
[0023] Non-Patent Document 1 describes a compound obtained by treating Kapton sheets with an aqueous solution
of NaOH at 65 °C at different concentrations.
[0024] Patent document 5 discloses a method of forming a composite membrane using a polyimide amic acid salt
precursor which can be converted into polyimides by heat treatment in the range of 120 to 200°C.
[0025] In this regard, as a result of extensive studies, the inventors of the present invention have found that the
aforementioned problems could be solved by partial hydrolysis of a polyimide molded article as industrial waste and by
having a compound containing an imido group with a specific structure which has a pre-determined absorption peak in
an infrared (IR) spectrum chart when measured by IR spectroscopy, and thus completed the invention accordingly.
[0026] That is, objects of the present invention are to provide a compound containing an imido group having a specific
structure, which could be curable at low temperature, and has an excellent solubility and a good adhesion; a compound
solution containing an imido group prepared by dissolving the compound containing an imido group in an organic solvent;
and an efficient method for preparing the compound containing an imido group having the specific structure.
[0027] In order to solve the above problems, the present invention provides a method for producing a polyimide film,
a polyimide coating composition, a polyimide electric insulating material, or heat resistant polyimide molded articles from
a compound containing an imido group, which is obtained by partial hydrolysis of a polyimide molded article and which
is capable to be thermally cured under condition with temperature of 200°C or lower to yield a polyimide resin, comprising
the following steps (1) to (3):

(1) chopping the polyimide molded article to prepare it with a predetermined size,
(2) hydrolyzing the polyimide molded article with the predetermined size under the temperature condition of 50 to
100°C in the presence of water and a basic compound selected from a hydroxide, carbonate or hydrogen carbonate
of an alkali metal or alkali earth metal, to give a crude compound containing an imido group, and
(3) purifying the crude compound containing an imido group to give a compound containing an imido group which
has an absorption peak derived from an imido group at wave number of 1375 cm-1 (including around the wave
number of 1375 cm-1 which is the same in the following description), an absorption peak derived from an amide
group at wave number of 1600 cm-1 (including around the wave number 1600 cm-1 which is the same in the following
description), and an absorption peak derived from a carboxyl group at wave number of 1413 cm-1 (including around
the wave number 1413 cm-1 which is the same in the following description) in the IR spectrum chart obtained by IR
spectroscopic measurement based on ATR method,

wherein the compound containing an imido group has a structure represented by the formula (1) below:
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where, in the formula (1), the symbol X represents an alkali metal, the subscripts n and 1 are the symbols representing
the amount in molar number of polyamide acid structure present at both sides of a polyimide structure, which have the
value within the range of from 0.1 to 0.8, and the subscript m is the symbol representing the amount in molar number
of polyimide structure, which has the value within the range of from 0.2 to 0.9.
[0028] Specifically, by having a specific structure (functional group) in a partial hydrolysate of a polyimide molded
article, a compound containing an imido group which could be cured at low temperature, has an excellent solubility for
various solvents and an excellent adhesion to various substrates could be provided.
[0029] It is also found that the compound containing an imido group allows thermal polymerization for a pre-determined
polyimide resin by thermal curing under a pre-determined condition, and the production cost is 1/10 or less compared
to the cost of conventional polyimide resin and a polyimide resin with equivalent heat resistance could be obtained.
Thus, it can be said that use of the compound containing an imido group as a raw material for polyimide resin is quite
advantageous from an economic point of view.
[0030] In addition, whether a polyimide molded article is partially hydrolyzed can be determined by the presence of
an absorption peak derived from the imido group explained above, an absorption peak derived from an amide group,
and an absorption peak derived from a carboxyl group in an IR spectrum chart.
[0031] Further, in order to constitute the compound containing an imido group used according to the present invention,
it is preferable that the compound includes a reaction promoting agent for promoting imidization reaction and content of
the reaction promoting agent is set to be a value within the range of 0.05 to 5% by weight per total amount of the
compound containing an imido group.
[0032] According to the above constitution, the compound containing an imido group curable at even lower temperature
and having an excellent adhesion could be obtained.
[0033] Further, in order to constitute the compound containing an imido group used according to the present invention,
it is preferable that the compound containing an imido group has a particulate shape and the average particle diameter
of the compound containing an imido group with the particulate shape is set to be a value within the range of 0.1 to 500 mm.
[0034] According to the above constitution, not only the compound containing an imido group which has better handling
ability but also the compound containing an imido group which has more excellent solubility for a pre-determined organic
solvent could be obtained.
[0035] Specifically, according to partial hydrolysis of the polyimide molded article, a compound containing an imido
group which could be cured at low temperature and has an excellent solubility for various organic solvents could be
efficiently obtained.
[0036] Further, according to the method according to the present invention, since the polyimide molded article is used
as industrial waste, a pre-determined compound containing an imido group could be produced at very low cost. Accord-
ingly, a polyimide resin having an excellent thermal resistance or the like could be obtained by thermal curing at low
cost which is 1/10 or less than of the conventional cost, and therefore, it could be said that it is quite advantageous from
an economic point of view compared to conventional methods for producing of a polyimide resin.
[0037]

Fig. 1 is an IR spectrum chart of the compound containing an imido group (Compound A) used according to the
invention (Example 1);
Fig. 2 is an IR spectrum chart of the cured product (polyimide resin) of the compound containing an imido group
(Compound A) used according to the invention (Example 1);
Figs. 3A to 3E are the drawings for explaining embodiments of the use of the compound containing an imido group;
Fig. 4 is an IR spectrum chart of commercially available polyimide (Kapton H) ;
Fig. 5 is a thermogravimetry - differential thermal analysis (TG-DTA curve) chart of the cured product (polyimide
resin) of the compound containing an imido group (Compound A) used according to the invention (Example 1);
Fig. 6 is an IR spectrum chart of the compound containing an imido group (Compound B) used according to the
invention (Example 2);
Fig. 7 is an IR spectrum chart of the thermally cured product (polyimide resin) of the compound containing an imido
group (Compound B) used according to the invention (Example 2) ;
Fig. 8 is an IR spectrum chart of the compound containing an imido group (Compound C) used according to the
invention (Example 3);
Fig. 9 is an IR spectrum chart of the thermally cured product (polyimide resin) of the compound containing an imido
group (Compound C) used according to the invention (Example 3) ;
Figs. 10A to 10C are the drawings for explaining the behavior of the polyimide film (thermally cured product) of
Examples 4 to 6 of the invention;
Fig. 11 is an IR spectrum chart of the compound containing an imido group (Compound D) of Comparative Example
2; and
Figs. 12A and 12B are the drawings for explaining the behavior of an aluminum foil before it is coated with the
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compound containing an imido group (Compound A) of Example 1 according to the invention and also an aluminum
foil after it is coated with the compound and thermally cured, respectively.

[First embodiment]

[0038] The first embodiment relates to a compound containing an imido group that is obtained by partial hydrolysis of
a polyimide molded article, as shown in the IR spectrum chart of Fig. 1, and it is a compound containing an imido group
having an absorption peak (peak A) derived from an imido group at wave number of 1375 cm-1, an absorption peak
(peak B) derived from an amide group at wave number of 1600 cm-1, and an absorption peak (peak C) derived from a
carboxyl group at wave number of 1413 cm-1 in the IR spectrum chart obtained by IR spectroscopic measurement.
[0039] Further, since the compound containing an imido group has an absorption peak (peak D) derived from the
carbons of a benzene ring at wave number of 1500 cm-1 and absorption peak (peak E) derived from a carbonyl group
at wave number of 1710 cm-1 in the IR spectrum chart, they could be used as a standard peak for carrying out qualitative
analysis (characterization) of a compound.

1. Polyimide molded article

[0040] For producing a compound containing an imido group by partial hydrolysis, a polyimide molded article that has
been conventionally treated as industrial waste or the like is widely targeted as a raw material.
[0041] Thus, preferred examples of the polyimide molded article include a polyimide film, a polyimide coating compo-
sition, polyimide resist, an electric part casing made of polyimide, a polyimide material for electronic part, a polyimide
container, a polyimide mechanical part, a polyimide automotive part, and the like.
[0042] Further, even a circuit board in which a metallic circuit pattern is formed on the surface of a polyimide film or
a composite laminate like TAB tape could be used as a polyimide molded article, which is a raw material for producing
the compound containing an imido group used according to the invention.

2. Partial hydrolysate

[0043] Further, the compound containing an imido group used according to the invention is, as shown in the IR spectrum
chart of Fig. 1, a partial hydrolysate of the polyimide molded article having a pre-determined structure.
[0044] Specifically, it is a compound containing an imido group which is obtained by partial hydrolysis of a polyimide
molded article with a pre-determined size under temperature condition of 50 to 100°C in the presence of water and a
basic compound, and the compound containing an imido group having a pre-determined structure represented by the
formula (1) below is the subject.
[0045] As having at least an imido group, an amide group, and a carboxyl group, and also a carbonyl group in a
molecule consisting of carbon atoms and the like, a compound containing an imido group which can be cured at low
temperature and has an excellent solubility for various organic solvents and an excellent adhesion property can be
provided.

In the formula (1), the symbol X represents an alkali metal (lithium/Li, sodium/Na, potassium/K, rubidium/Rb, or cesi-
um/Ce), the subscripts n and 1 are the symbols representing the amount (molar number) of polyamide acid structure
present at both sides of a polyimide structure, which have the value within the range of from 0.1 to 0.8, and the subscript
m is the symbol representing the amount (molar number) of polyimide structure, which has the value within the range
of from 0.2 to 0.9.
[0046] Further, it is estimated that the molecular terminal of the compound containing an imido group has a pre-
determined structure that is represented by the following formula (2).
[0047] Specifically, it is estimated that the terminal structure of the molecule consists of, either singly or in combination,
a polyamide acid structure represented by the symbol A, a mixture of a polyamide acid and an alkaline soap structure
represented by the symbol B, and an alkaline soap structure represented by the symbol C.
[0048] Thus, by having such molecular terminal, a compound containing an imido group which can be cured at even
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lower temperature and has an excellent solubility for various organic solvents and an excellent adhesion property can
be provided.

3. IR spectrum chart

(1) Imido group

[0049] The compound containing an imido group used according to the invention is characterized in that, as illustrated
in the IR spectrum chart of Fig. 1 obtained by IR spectroscopic measurement, it has an absorption peak derived from
an imido group at or near wave number of 1375 cm-1.
[0050] The reason is that, by having an imido group in the molecule, a compound containing an imido group which
can be cured at lower temperature can be provided, and also pre-determined heat resistance can be exhibited when it
is prepared as a polyimide resin according to polymerization by thermal curing treatment.
[0051] Further, as illustrated in the IR spectrum chart of Fig. 1, although it is possible that the amount of an imido
group (peak height) of the compound containing an imido group according to the invention may be taken as an indicator
for illustrating the degree of partial hydrolysis, when the amount of an imido group (peak height) in the IR spectrum chart
of polyimide illustrated in Fig. 2 or the like is 100, it is preferably set to be a value within the range of 10 to 50. It is also
found that it is more preferably in the range of 15 to 45, and still more preferably in the range of 20 to 40.

(2) Amide group

[0052] The compound containing an imido group used according to the invention is characterized in that, as illustrated
in Fig. 1, it has an absorption peak derived from an amide group at or near wave number of 1600 cm-1.
[0053] The reason is that, by having an amide group in the molecule, a compound containing an imido group which
can be cured at even lower temperature can be provided.
[0054] It was also found that the compound containing an imido group used according to the invention exhibits an
absorption peak clearly derived from an amide group (waver number: 1600 cm-1) as illustrated in the IR spectrum chart
of Fig. 1 but the polyimide obtained by curing has no such absorption peak derived from an amide group as illustrated
in Fig. 2 or the like.

(3) Carboxyl group

[0055] The compound containing an imido group used according to the invention is also characterized in that, as
illustrated in Fig. 1, it has an absorption peak derived from a carboxyl group at or near wave number of 1413 cm-1.
[0056] The reason is that, by having a carboxyl group in the molecule, a compound containing an imido group having
good solubility or adhesion property can be provided.
[0057] It was also found that the compound containing an imido group used according to the invention exhibits an
absorption peak derived from a carboxyl group (wave number: 1413 cm-1) as illustrated in the IR spectrum chart of Fig.
1 but the polyimide obtained by thermal curing has no such absorption peak derived from a carboxyl group as illustrated
in Fig. 2 or the like.

(4) Carbonyl group

[0058] The compound containing an imido group used according to the invention is characterized in that, as illustrated
in Fig. 1, it preferably has an absorption peak derived from a carbonyl group at or near wave number of 1710 cm-1.
[0059] The reason is that, by having a carbonyl group in the molecule, a compound containing an imido group having
better solubility can be provided.
[0060] Further, as illustrated in the IR spectrum chart of Fig. 1, although it is possible that the amount of a carbonyl
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group (peak height) of the compound containing an imido group used according to the invention may be taken as an
indicator for illustrating the degree of partial hydrolysis, when the amount of a carbonyl group (peak height) in the IR
spectrum chart of polyimide illustrated in Fig. 2 or the like is 100, it is preferably set to be a value within the range of 30
to 70. It is also found that it is more preferably in the range of 35 to 60, and still more preferably in the range of 40 to 50.

(5) Ratio relative to benzene ring

(5)-1 S1/S2

[0061] Further, in the IR spectrum chart of the compound containing an imido group used according to the invention,
when the height of absorption peak at wave number of 1500 cm-1, which is derived from a benzene ring, is S1 and the
height of absorption peak at wave number of 1375 cm-1, which is derived from an imido group, is S2, it is preferable that
the ratio of S1/S2 is set to be a value within the range of 2 to 10.
[0062] The reason is that, by having the presence ratio of an imido group within the range described above, not only
a compound containing an imido group which can be cured at even lower temperature can be provided but also it may
be taken as an indicator for illustrating the degree of partial hydrolysis.
[0063] Accordingly, the S1/S2 ratio is more preferably set to be a value within the range of 3 to 8. The S1/S2 ratio is
still more preferably set to be a value within the range of 5 to 7.

(5) - 2 S1/S3

[0064] Further, in the IR spectrum chart of the compound containing an imido group used according to the invention,
when the height of absorption peak at wave number of 1500 cm-1, which is derived from a benzene ring, is S1 and the
height of absorption peak at wave number of 1600 cm-1, which is derived from an amide group, is S3, it is preferable
that the ratio of S1/S3 is set to be a value within the range of 2 to 20.
[0065] The reason is that, by having the presence ratio of an amide group within the range described above, not only
a compound containing an imido group which has better solubility for a pre-determined organic solvent and better
adhesion property can be provided but also it may be taken as an indicator for illustrating the degree of partial hydrolysis.
[0066] Accordingly, the S1/S3 ratio is more preferably set to be a value within the range of 5 to 15. The S1/S3 ratio is
still more preferably set to be a value within the range of 7 to 12.

(5)-3 S1/S4

[0067] Further, in the IR spectrum chart of the compound containing an imido group used according to the invention,
when the height of absorption peak at wave number of 1500 cm-1, which is derived from a benzene ring, is S1 and the
height of absorption peak at wave number of 1413 cm-1, which is derived from a carboxyl group, is S4, it is preferable
that the ratio of S1/S4 is set to be a value within the range of 8 to 30.
[0068] The reason is that, by having the presence ratio of a carboxyl group within the range described above, not only
a compound containing an imido group which has better solubility for a pre-determined organic solvent and better
adhesion property can be provided but also it may be taken as an indicator for illustrating the degree of partial hydrolysis.
[0069] Accordingly, the S1/S4 ratio is more preferably set to be a value within the range of 10 to 25. The S1/S4 ratio
is still more preferably set to be a value within the range of 13 to 20.

4. Weight average molecular weight

[0070] The weight average molecular weight of the compound containing an imido group used according to the invention
is preferably set to be a value within the range of 1, 000 to 100, 000 .
[0071] The reason is that, by having such weight average molecular weight, not only low temperature curability is
exhibited but also good solubility for an organic solvent is obtained.
[0072] Accordingly, the weight average molecular weight of the compound containing an imido group is preferably set
to be a value within the range of 3,000 to 60,000. More preferably, it is set to be a value within the range of 5,000 to 30,000.
[0073] Further, the weight average molecular weight of the compound containing an imido group can be measured
by gel permeation chromatography using polystyrene as reference material.
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5. Reaction promoting agent

(1) Types

[0074] For constituting the compound containing an imido group used according to the invention, it is preferable to
include a reaction promoting agent for promoting an imidization reaction.
[0075] The reason is that, by including a reaction promoting agent in the compound containing an imido group, a
compound containing an imido group which can be cured at even lower temperature can be provided.
[0076] As for the type of the reaction promoting agent, any compound capable of promoting imidization to yield a
polyimide resin can be used. Preferably, it includes at least one metal element of potassium element, silicon element,
calcium element, iron element, chrome element, and the like.
[0077] Further, it is also preferable that potassium hydroxide or calcium hydroxide is used for partial hydrolysis of a
polyimide molded article and a pre-determined amount of potassium element or calcium element derived from potassium
hydroxide or the like is maintained during purification of a compound containing an imido group for exhibition of the pre-
determined effect of the reaction promoting agent.

(2) Content

[0078] Content of the reaction promoting agent is preferably set to be a value within the range of 0.05 to 5% by weight
per total amount of the compound containing an imido group.
[0079] The reason is that, by limiting the content of the reaction promoting agent, a compound containing an imido
group which can be cured at even lower temperature can be provided.
[0080] Accordingly, the content of the reaction promoting agent is more preferably set to be a value within the range
of 0.1 to 2% by weight per total amount of the compound containing an imido group. Still more preferably, it is set to be
a value within the range of 0.2 to 0.8% by weight.

6. Particulate shape

[0081] For constituting the compound containing an imido group used according to the invention, it is preferable that
the compound containing an imido group has a particulate shape and the average particle diameter is set to be a value
within the range of 0.1 to 500 mm.
[0082] The reason is that, by having such constitution, not only the handling ability of the compound containing an
imido group is improved but also a compound containing an imido group which has more excellent solubility for a pre-
determined organic solvent can be provided.
[0083] Accordingly, the average particle diameter of the compound containing an imido group is more preferably set
to be a value within the range of 5 to 100 mm. Still more preferably, it is set to be a value within the range of 10 to 50 mm.
[0084] Further, the average particle diameter of the compound containing an imido group can be measured with
reference to JIS Z8901.

7. Characteristics

(1) Low temperature curability

[0085] Regarding the low temperature curability of the compound containing an imido group, the compound is thermally
cured under condition with temperature of 200°C or lower, preferably 150°C or lower, and still more preferably 120°C
or lower to yield pre-determined polyimide.
[0086] Accordingly, when the compound containing an imido group (Compound A) of the IR spectrum chart illustrated
in Fig. 1 is treated under heating condition including 100°C to 200°C for 30 minutes, for example, the polyimide of the
IR spectrum chart illustrated in Fig. 2 is preferably yielded (with imidization ratio of 70% or more).
[0087] More specifically, when the compound containing an imido group is thermally cured under heating condition
including 100°C to 150°C for 30 minutes, a pre-determined polyimide film can be stably formed even with a substrate
containing an olefin resin like polypropylene.
[0088] Further, with thermal curing under heating condition including the temperature higher than 150°C to 200°C for
30 minutes, a pre-determined polyimide film can be stably formed not only with a metal substrate or a ceramic substrate
but also with a resin substrate containing a polyester resin or the like .
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(2) Solubility

[0089] With respect to the solubility of the compound containing an imido group, it is preferable that the compound is
sufficiently and also quickly dissolved in an organic solvent like N-methyl-2-pyrrolidone and N,N-dimethyl acetamide.
[0090] Specifically, when the compound containing an imido group (Compound A) of the IR spectrum chart illustrated
in Fig. 1 is dissolved in N-methyl-2-pyrrolidone to have solid content concentration of 10 to 30% by weight, and preferably
12 to 20% by weight, by using a stirring apparatus like a homo mixer and a planetary mixer, it is preferable that a
homogenous solution is obtained within 60 minutes. It is more preferable that a homogenous solution is obtained within
30 minutes by mixing procedure and the like.

8. Use

[0091] Use of the compound containing an imido group according to the invention is a polyimide film, a polyimide
coating composition, a polyimide electric insulating material which have a favorable heat resistance or the like after
thermal curing at pre-determined temperature, and also various heat resistant polyimide molded articles like a heat
resistant electric part casing, a heat resistant electronic part material, a heat resistant circuit board, a heat resistant
container, a heat resistant mechanical part, and a heat resistant automotive part.
[0092] Herein, embodiments of the use of the compound containing an imido group are explained in more detail in
view of Figs. 3A to 3E.
[0093] Firstly, the representative use of the compound containing an imido group is, as illustrated in Fig. 3A, a monolayer
polyimide film 10 for improving heat resistance, an electric insulating property, or the like, and it can be obtained by
heating (thermal curing) of the compound containing an imido group under pre-determined condition.
[0094] Further, as illustrated in Fig. 3B, a composite resin film 13 obtained by laminating the polyimide film 10 to
improve heat resistance or an electric insulating property of another resin film 12 is also a preferable embodiment.
Specifically, it is also a preferable embodiment that, on surface of the resin film 12 like a polyester film or a polyolefin
film, the polyimide film 10 derived from the compound containing an imido group used according to the invention is
formed to have the configuration of the composite resin film 13 which has a good heat resistance or the like.
[0095] Further, as a modified example of the composite resin film 13 illustrated in Fig. 3B, the composite resin film 13’
obtained by laminating the polyimide film 10 (10a and 10b) on both sides of the other resin film 12 is also a preferable
embodiment as illustrated in Fig. 3C.
[0096] Further, as illustrated in Fig. 3D, it is also a preferable embodiment to have a configuration of the metal composite
polyimide film 16 by forming the metal layer 14 on single surface of the polyimide film 10. According to the metal composite
polyimide film 16, an adhesive layer between the polyimide film 10 and the metal layer 14 could be omitted, and therefore
it may contribute to obtain the metal composite polyimide film 16 in a state of thin film.
[0097] Further, as illustrated in Fig. 3E, it is also preferable to have the two-side circuit board 20 by forming the first
metal layer 14a and the second metal layer 14b on both sides of the polyimide film 10 and forming the via hole 14c for
electrically connecting the first metal layer 14a to the second metal layer 14b.

[Second embodiment]

[0098] The second embodiment relates to a solution of the compound containing an imido group which includes a
compound containing an imido group that is obtained by partial hydrolysis of a polyimide molded article, and an organic
solvent, characterized in that the solution of the compound containing an imido group has an absorption peak derived
from an imido group at wave number of 1375 cm-1, an absorption peak derived from an amide group at wave number
of 1600 cm-1, and an absorption peak derived from a carboxyl group at wave number of 1413 cm-1 in the IR spectrum
chart obtained by IR spectroscopic measurement.

1. Compound containing an imido group

[0099] The compound containing an imido group is the same as those explained for the first embodiment, and therefore
no further explanations are given herein.

2. Organic solvent

(1) Types

[0100] Types of the organic solvent for the solution of the compound containing an imido group are, although not
specifically limited, preferably at least one of N-methyl-2-pyrrolidone, N,N-dimethyl formamide, N,N-dimethyl acetamide,
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methyl diglyme, methyl triglyme, dioxane, tetrahydrofuran, cyclohexanone, cyclopentanone, γ-butyrolactone, toluene,
ethyl acetate, butyl acetate, cellosolve, methyl ethyl ketone, anisole, and the like.
[0101] In particular, N-methyl-2-pyrrolidone and N,N-dimethyl acetamide are a preferred organic solvent since the
compound containing an imido group has an excellent solubility in those solvents so that it can be solubilized to quite
high solid content concentration.
[0102] It is also preferable that the compound containing an imido group is fully solubilized in N-methyl-2-pyrrolidone
or the like and a pre-determined amount of water, alcohol, or the like (for example, 1 to 30% by weight in the total amount
of organic solvent) is further added to give an aqueous solution or an alcohol solution of the compound containing an
imido group having a good uniform, highly stable properties, and the like.

(2) Content

[0103] The content of the organic solvent in a solution of the compound containing an imido group, in terms of solid
content concentration, is preferably set to be a value within the range of 1 to 40% by weight.
[0104] With respect to the content of the organic solvent, by adjusting the content of the solid content concentration
of the compound containing an imido group to a pre-determined range, not only the handling ability is improved, but also
coating and drying properties could be easily performed and other addition components like a thermoplastic resin com-
ponent, a thermosetting resin component, a photocurable resin component, a metal material, and a ceramic material
could be uniformly and quickly added.
[0105] Thus, for adjusting the content of the solid content concentration in the compound containing an imido group,
the content of the organic solvent is preferably set to be a value within the range of 5 to 30% by weight, and more
preferably set to be a value within the range of 10 to 20% by weight per the total amount of the solution of the compound
containing an imido group.

3. Viscosity

[0106] Viscosity of the solution of the compound containing an imido group is preferably adjusted to set be a value in
the range of 100 to 500,000 mPa·sec (measurement temperature: 25°C, ditto in the followings).
[0107] The reason is that, by limiting the viscosity of the solution of the compound containing an imido group to a pre-
determined range, not only the handling ability is improved but also coating and drying can be easily performed and
other addition components like a thermoplastic resin component, a thermosetting resin component, a photocurable resin
component, a metal material, and a ceramic material can be uniformly and quickly added.
[0108] Thus, viscosity of the solution of the compound containing an imido group is preferably set to be a value within
the range of 1,000 to 100,000 mPa·sec, and more preferably set to be a value within the range of 5,000 to 50,000 mPa·sec.

3. Additives

[0109] Within the range that the characteristics of the solution of the compound containing an imido group are not
impaired, various additives may be further added.
[0110] Specifically, it is preferable to add at least one of a fluoro resin, an epoxy resin, a phenol resin, a silicone resin,
a urethane resin, an olefin resin (including an acryl resin), a polyester resin, a polyamide resin, a carbon resin, and the like.
[0111] Further, depending on the use of the polyimide or the like obtained after thermal curing, it is also preferable to
add at least one of a colorant like dye and pigment, a conductive material, an electric insulating material, a UV absorbing
agent, a radiation absorbing agent, a cross linking agent, a viscosity controlling agent, a matting agent, a light-weight
material, fibers, and the like.

[Third embodiment]

[0112] The third embodiment relates to a method for producing of the compound containing an imido group by partial
hydrolysis of a polyimide molded article, the method including the following steps (1) to (3):

(1) chopping the polyimide molded article to prepare it with a pre-determined size,
(2) hydrolyzing the polyimide molded article with a pre-determined size under the temperature condition of 50 to
100°C in the presence of water and a basic compound to give a crude compound containing an imido group, and
(3) purifying the crude compound containing an imido group to give a compound containing an imido group which
has an absorption peak derived from an imido group at wave number of 1375 cm-1, an absorption peak derived
from an amide group at wave number of 1600 cm-1, and an absorption peak derived from a carboxyl group at wave
number of 1413 cm-1 in the IR spectrum chart obtained by IR spectroscopic measurement.
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1. Step (1)

[0113] Step (1) is a process of chopping a polyimide molded article so that it is prepared to have a pre-determined size.
[0114] The polyimide molded article as industrial waste is preferably chopped or subjected to size classification by
using a chopping device, a grinding device, a sizing device, or the like so that the maximum width or average particle
diameter is controlled in advance.
[0115] Thus, to achieve more uniform and quick partial hydrolysis, the polyimide molded article as industrial waste or
the like is preferably chopped or subjected to size classification by using a cutter, a knife, a chopper, a shredder, a ball
mill, a grinding device, a sieve, a punching metal, a cyclone, or the like so that the maximum width or average particle
diameter is controlled in advance.
[0116] More specifically, when the polyimide molded article is prepared to have a rectangular shape, the average
width is preferably 10 mm or less, and more preferably set to be a value within the range of 1 to 5 mm.
[0117] Further, when the polyimide molded article is prepared to have a particulate shape, the average particle diameter
is preferably 10 mm or less, and more preferably set to be a value within the range of 1 to 5 mm.
[0118] Further, to have more maximum width or average particle diameter, it is preferable that the article is ground by
supplying it to a resin grinder equipped with a punching metal, a sieve or the like while cooling it using dry ice or the like,
and thus a ground polyimide product with small piece or particulate shape is obtained.

2. Step (2)

[0119] Step (2) is a process of partial hydrolysis of the polyimide molded article with a pre-determined size under
temperature condition of 50 to 100°C, or preferably 50 to 80°C, in the presence of at least water and a basic compound
so as to obtain a crude compound containing an imido group.
[0120] Thus, the polyimide molded article is preferably hydrolyzed under a pre-determined temperature condition, for
example, for 1 to 48 hours under atmospheric pressure, in the presence of at least water and a basic compound.
[0121] As described herein, the basic compound means a compound for generating a hydroxide ion selected from a
hydroxide, a carbonate or a hydrogen carbonate of an alkali metal or an alkali earth metal like sodium hydroxide,
potassium hydroxide, calcium hydroxide, sodium hydrogen carbonate, potassium hydrogen carbonate.
[0122] In particular, from the viewpoint that hydrolysis can occur at relatively low temperature and gently, sodium
hydroxide or potassium hydroxide is preferably used.
[0123] Further, as described above, by confirming the presence or absence of an absorption peak derived from an
imido group, an absorption peak derived from an amide group, or an absorption peak derived from a carboxyl group,
and also confirming that height of each peak and relative height ratio or the like compared to the absorption peak derived
from the benzene ring are within the pre-determined ranges in the IR spectrum chart obtained by IR spectroscopic
measurement, whether the desired crude compound containing an imido group according to partial hydrolysis of a
polyimide molded article is obtained can be determined.

3. Step (3)

[0124] Step (3) is a process of purifying the crude compound containing an imido group to obtain a compound containing
an imido group which has an absorption peak derived from an imido group at wave number of 1375 cm-1, an absorption
peak derived from an amide group at wave number of 1600 cm-1, and an absorption peak derived from a carboxyl group
at wave number of 1413 cm-1 in the IR spectrum chart obtained by IR spectroscopic measurement.
[0125] Thus, it is preferable that, by repeatedly performing 1 to 10 times a series of process including an acidic treatment
(hydrochloric acid, nitric acid, sulfuric acid treatment, or the like), washing with water, an alkaline treatment (treatment
with sodium hydroxide, potassium hydroxide, sodium carbonate, potassium carbonate, or the like), and washing with
water, the crude compound containing an imido group is purified, and a compound containing an imido group with no
impurities can be obtained.
[0126] Further, sufficient purification of the crude compound containing an imido group can be confirmed by determining
that elements (or elemental ions) like chlorine, sulfur, phosphorus, aluminum, and magnesium which are the same or
less than a pre-determined amount based on quantification by ion chromatography or X ray photoelectron spectroscopy
(XPS).
[0127] More specifically, the purification degree of the crude compound containing an imido group can be determined
by quantification with ion chromatography by confirming that the chloride ions are 100 ppm or less, more preferably 10
ppm or less, and still more preferably 1 ppm or less.
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EXAMPLES

[0128] Herein below, the invention is explained in greater detail in view of the Examples.

[Example 1]

1. Preparation of compound containing an imido group

(1) Step 1

[0129] As a polyimide molded article, Kapton film (trademark, mixture of Kapton-100H and other Kapton films in which
Kapton-100H is a main component, manufactured by DU PONT-TORAY CO., LTD.) was chopped by using a chopper
to have a rectangular shape with width of 10 mm or less.
[0130] Subsequently, while being cooled by addition of dry ice, it was supplied to a resin grinder equipped with a
punching metal with diameter of 3 mm (Model No. P-1314, HORAI Co, Ltd.) to obtain the polyimide molded article
(average particle diameter: about 3 mm) which has passed through the punching metal, as a ground polyimide product
to be subjected to partial hydrolysis.

(2) Step 2

[0131] Subsequently, to a container (1000 mL) equipped with a stirrer, 5 g of thus-obtained ground polyimide product,
400 g of ion exchange water, and 2 g of potassium hydroxide as a basic material were added.
[0132] Subsequently, after heating the container temperature to 50°C, the solubilized product was subjected to hy-
drolysis for 24 hours under stirring to give a solution containing the crude compound containing an imido group.

(3) Step 3

[0133] Subsequently, for the solution containing the crude compound containing an imido group, by repeatedly per-
forming 5 times a series of process including an acidic treatment, washing with water, an alkaline treatment, and washing
with water, the crude compound containing an imido group was purified to give the particulate compound containing an
imido group (average particle diameter: 30 mm).
[0134] In addition, it was confirmed by quantification analysis that, in the particulate compound containing an imido
group, potassium is contained in an amount of about 0.2% by weight, Si is contained in an amount of about 0.02% by
weight, Ca is contained in an amount of about 0.02% by weight, and Fe is contained in an amount of 0.005% by weight.

2. Evaluation of compound containing an imido group

(1) FT-IR analysis (Evaluation 1)

[0135] The particulate compound containing an imido group obtained from above was dissolved in N-methyl-2-pyrro-
lidone (NMP) to have the solid content concentration of 15% by weight, and thus a film of the compound containing an
imido group with thickness of 10 mm was prepared. By using IR spectrophotometer (FT-IR), presence of various functional
groups (imido group, amide group, carboxyl group, carbonyl group, benzene ring, and the like) was determined based
on ATR method.
[0136] Further, the IR spectrum chart of the compound containing an imido group obtained was illustrated in Fig. 1.
The IR spectrum chart of the cured product of the compound containing an imido group (condition for thermal curing:
150°C for 30 min), that is, the IR spectrum chart of polyimide, was illustrated in Fig. 2.
[0137] Further, as a reference, the IR spectrum chart of a commercially available polyimide (Kapton H) was illustrated
in Fig. 4.

(2) Solubility (Evaluation 2)

[0138] By using a stirrer (homo mixer), the particulate compound containing an imido group obtained from above was
dissolved in N-methyl-2-pyrrolidone to have the solid content concentration of 15% by weight. After that, the solubility
of the compound containing an imido group was evaluated according to the following criteria.
Very Good: The compound can be dissolved within 30 min. Good: The compound can be dissolved within 60 min.
Fair: The compound can be dissolved within 120 min.
Bad: The compound cannot be dissolved even after 120 min.
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(3) Low temperature curability (Evaluation 3)

[0139] The particulate compound containing an imido group obtained from above was dissolved in N-methyl-2-pyrro-
lidone to prepare a solution of the compound containing an imido group which has the solid content concentration of
15% by weight.
[0140] Thus-obtained solution of the compound containing an imido group was coated on a soft steel plate (length:
80 mm, width: 30 mm, and thickness: 1 mm) and thermally cured under each heating condition of 120°C for 30 min and
150°C for 30 min to form a polyimide film with thickness of 20 mm. After that, the low temperature curability was evaluated
according to the following criteria.
Very good: By heating at both 120°C and 150°C, a strong polyimide film can be formed.
Good: By heating at 120°C, the obtained polyimide film is slightly soft. However, by heating at 150°C, a strong polyimide
film can be formed.
Fair: By heating at 120°C, the obtained polyimide film is soft. However, by heating at 150°C, an almost strong polyimide
film can be formed.
Bad: By heating both at 120°C and 150°C, curing is insufficient and a strong polyimide film cannot be formed.

(4) Adhesion (Evaluation 4)

[0141] The polyimide film obtained above for evaluation of low temperature curability (the product obtained by curing
at 150°C for 30 min) was subjected to a cross-cut test in accordance with JIS K-5400. After that, the adhesion property
was evaluated according to the following criteria.
Very good: Number of peeling off is 0/100 cross cut.
Good: Number of peeling off is 1 to 5/100 cross cut.
Fair: Number of peeling off is 6 to 10/100 cross cut.
Bad: Number of peeling of is at least 11/100 cross cut.

(5) Heat resistance (Evaluation 5)

[0142] The polyimide film obtained above for evaluation of low temperature curability (the product obtained by curing
at 150°C for 30 min) was heated to 30 to 500°C in nitrogen atmosphere by using differential thermal analyzer (TG-DTA)
to measure heat resistance (temperature increase rate: 10°C/min) . As a result, the differential thermal analyzer chart
(TG-DTA curve) was obtained as illustrated in Fig. 5. Thereafter, based on the TG curve of the TG-DTA curve, the heat
resistance of the polyimide film was evaluated according to the following criteria.
Very good: Temperature for 10% by weight decrease is 450°C or higher.
Good: Temperature for 10% by weight decrease is 400°C or higher.
Fair: Temperature for 10% by weight decrease is 350°C or higher.
Bad: Temperature for 10% by weight decrease is lower than 350°C.

[Example 2]

[0143] In the Example 2, the solubility and the like of the compound containing an imido group were evaluated in the
same manner as the Example 1 except that the type of the Kapton film as a polyimide molded article is changed to
Kapton H (manufactured by DU PONT-TORAY CO., LTD.) and the hydrolysis time is changed to 36 hours to modify the
degree of hydrolysis of the polyimide molded article, and thus a compound containing an imido group is obtained
(Compound B).
[0144] Further, the IR spectrum chart of the compound containing an imido group obtained was illustrated in Fig. 6.
The IR spectrum chart of the cured product of the compound containing an imido group (condition for thermal curing:
150°C for 30 min), that is, the IR spectrum chart of polyimide, was illustrated in Fig. 7.

[Example 3]

[0145] In the Example 3, the solubility and the like of the compound containing an imido group were evaluated in the
same manner as the Example 1 except that the type of the Kapton film as a polyimide molded article is changed to
Kapton EN (trade name, manufactured by DU PONT-TORAY CO., LTD.) and the hydrolysis time is shortened to 12
hours to modify the degree of hydrolysis of the polyimide molded article, and thus a compound containing an imido group
is obtained (Compound C).
[0146] Further, the IR spectrum chart of the compound containing an imido group obtained was illustrated in Fig. 8.
The IR spectrum chart of the cured product of the compound containing an imido group (condition for thermal curing:
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150°C for 30 min), that is, the IR spectrum chart of polyimide, was illustrated in Fig.9.

[Examples 4 to 6]

[0147] In the Examples 4 to 6, the solubility and the like of the compound containing an imido group were evaluated
in the same manner as the Example 1 except that the average particle diameter of the compound containing an imido
group (Compound A) after purification is changed to 2 mm, 5 mm, and 65 mm, respectively.
[0148] Further, in Figs. 10A to 10C, photographic images illustrating the state of the polyimide films of the Examples
4 to 6, which are formed on a soft steel plate, are illustrated.

[Comparative Example 1]

[0149] In the Comparative Example 1, the solubility, low temperature curability, and adhesion property were evaluated
in the same manner as the Example 1 except that sodium hydroxide is added in a molar amount of about 80 times the
theoretical dissociation amount (about 66 g) to the polyimide molded article, which is then hydrolyzed under the condition
including 80°C for 7 days under atmospheric pressure and neutralized with an acidic material for full dissociation into
pyromellitic acid and aromatic amines.

[Comparative Example 2]

[0150] In the Comparative Example 2, the solubility, low temperature curability, and adhesion property were evaluated
in the same manner as the Example 1 except that potassium hydroxide is added in an amount of one molar time the
theoretical dissociation amount (about 0.1 g) to the polyimide molded article, which is then hydrolyzed under the condition
including 30°C for 8 hours under atmospheric pressure and neutralized and purified with an acidic material to yield a
compound which experienced almost no partial hydrolysis (Compound D).
[0151] Further, the IR spectrum chart of the compound containing an imido group obtained was illustrated in Fig. 11.

Table 1

Water 
(g)

Basic compound 
(g)

Hydrolysis 
temperature (°C)

Hydrolysis time 
(Hrs)

Average particle 
diameter (mm)

Example1 400 2 50 24 30

Example2 400 2 50 36 30

Example3 400 2 50 12 30

Example4 400 2 50 24 2

Example5 400 2 50 24 5

Example6 400 2 50 24 65

Comparative 
Example1

400 66 80 168 30

Comparative 
Example2

400 0.1 30 8 30
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[Example 7]

[0152] In the Example 7, the compound containing an imido group (Compound A) obtained after purification in the
Example 1 was coated using a bar coater on an aluminum foil illustrated in Fig. 12A followed by thermal curing for 30
min at 150°C. As a result, a composite film of polyimide with thickness of 10 mm and metal foil with thickness of 20 mm
was formed as illustrated in Fig. 12B. Appearance of the film was then evaluated.
[0153] As a result, it was confirmed that, in spite of pale yellow coloration, polyimide with an excellent transparency
is formed strongly on an aluminum foil.

[Example 8]

[0154] In the Example 8, the compound containing an imido group (Compound A) obtained after purification in the
Example 1 was coated using a bar coater on a polyester film followed by thermal curing for 30 min at 150°C. As a result,
a composite film of polyimide with thickness of 10 mm and polyester film with thickness of 50 mm was formed. Appearance
of the film was then evaluated.
[0155] As a result, it was confirmed that, in spite of pale yellow coloration, polyimide with an excellent transparency
is formed strongly on a polyester film.
[0156] Further, flame retardancy(FR) was evaluated with reference to JIS L 1091 A-1, and it was confirmed that the
requirements are satisfied.
[0157] As described above, according to the invention, by partial hydrolysis of a polyimide molded article as industrial
waste or .the like to yield a compound containing an imido group with a specific structure which has predetermined
absorption peaks in an IR spectrum chart measured by IR spectroscopic measurement, a compound containing an imido
group having an excellent low temperature curability, a good solubility, and a good adhesion property, a solution of the
compound containing an imido group which is obtained by dissolving the compound containing an imido group in an
organic solvent, and a method for producing efficiently of the compound containing an imido group with a specific structure
can be provided.
[0158] Thus, with the compound containing an imido group obtained by the invention, the obtainable polyimide showing
a good heat resistance or a good adhesion property not only by thermal curing at high temperature under predetermined
condition but also by thermal curing at low temperature can be provided.
[0159] Thus, it is expected that the compound containing an imido group used according to the invention is used for
a polyimide film and a polyimide coating composition which have an excellent heat resistance or adhesion property, and
also for various polyimide molded articles like a heat resistant electric part casing, a heat resistant electronic part material,
a heat resistant container, a heat resistant mechanical part, and a heat resistant automotive part.

Claims

1. A method for producing a polyimide film, a polyimide coating composition, a polyimide electric insulating material,
or heat resistant polyimide molded articles from a compound containing an imido group, which is obtained by partial
hydrolysis of a polyimide molded article and which is capable to be thermally cured under condition with temperature
of 200°C or lower to yield a polyimide resin, comprising the following steps (1) to (3):

(1) chopping the polyimide molded article to prepare it with a predetermined size,
(2) hydrolyzing the polyimide molded article with the predetermined size under the temperature condition of 50
to 100°C in the presence of water and a basic compound selected from a hydroxide, carbonate or hydrogen
carbonate of an alkali metal or alkali earth metal, to give a crude compound containing an imido group, and
(3) purifying the crude compound containing an imido group to give a compound containing an imido group
which has an absorption peak derived from an imido group at wave number of 1375 cm-1, an absorption peak
derived from an amide group at wave number of 1600 cm-1, and an absorption peak derived from a carboxyl
group at wave number of 1413 cm-1 in the IR spectrum chart obtained by IR spectroscopic measurement based
on ATR method,

wherein the compound containing an imido group has a structure represented by the formula (1) below:
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where, in the formula (1), the symbol X represents an alkali metal, the subscripts n and l are the symbols representing
the amount in molar number of polyamide acid structure present at both sides of a polyimide structure, which have
the value within the range of from 0.1 to 0.8, and the subscript m is the symbol representing the amount in molar
number of polyimide structure, which has the value within the range of from 0.2 to 0.9.

2. The method according to claim 1, wherein the polyimide molded article is a Kapton film.

3. The method according to claim 1 or 2, wherein the compound comprises a reaction promoting agent for promoting
imidization reaction and content of the reaction promoting agent is set to be a value within the range of 0.05 to 5%
by weight per total amount of the compound containing an imido group.

4. The method according to anyone of claims 1 to 3, wherein the compound containing an imido group has a particulate
shape and the average particle diameter of the compound containing an imido group with the particulate shape is
set to be a value within the range of 0.1 to 500 mm.

Patentansprüche

1. Verfahren zur Herstellung eines Polyimidfilms, einer Polyimidbeschichtungszusammensetzung, eines Polyimid-
elektrisch isolierenden Materials oder wärmebeständiger Polyimidformgegenstände aus einer Verbindung, enthal-
tend eine Imidogruppe, welche durch partielle Hydrolyse eines Polyimidformgegenstands erhalten worden ist und
befähigt ist, thermisch unter einer Bedingung mit Temperatur von 200°C oder niedriger gehärtet zu werden, um ein
Polyimidharz zu ergeben, umfassend die folgenden Schritte (1) bis (3):

(1) Zerkleinern des Polyimid-Formgegenstands, um ihn mit einer vorbestimmten Größe herzustellen,
(2) Hydrolysieren des Polyimid-Formgegenstands mit der vorbestimmten Größe unter der Temperaturbedingung
von 50 bis 100°C in der Gegenwart von Wasser und einer basischen Verbindung, ausgewählt aus einem
Hydroxid, Carbonat oder Hydrogencarbonat eines Alkalimetalls oder Erdalkalimetalls, um eine Rohverbindung,
enthaltend eine Imidogruppe, zu ergeben, und
(3) Reinigen der Rohverbindung, enthaltend eine Imidogruppe, unter Erhalten einer Verbindung, enthaltend
eine Imidogruppe, welche einen Absorptionspeak, abgeleitet von einer Imidogruppe, bei einer Wellenzahl von
1375 cm-1, einen Absorptionspeak, abgeleitet von einer Amidgruppe, bei einer Wellenzahl von 1600 cm-1 und
einen Absoprtionspeak, abgeleitet von einer Carboxylgruppe, bei einer Wellenzahl von 1413 cm-1 in dem IR-
Spektrum, erhalten durch IR-spektroskopische Messung basierend auf ATR-Verfahren, aufweist,

wobei die Verbindung, enthaltend eine Imidogruppe, eine Struktur, dargestellt durch die nachstehende Formel (1)
aufweist:
Formel (1)

worin in der Formel (1) das Symbol X ein Alkalimetall darstellt, die Indizes n und l die Symbole sind, darstellend die
Menge in Mol-Zahl an Polyamidsäurestruktur, vorliegend an beiden Seiten einer Polyimidstruktur, welche den Wert
innerhalb des Bereichs von 0,1 bis 0,8 aufweisen, und der Index m das Symbol ist, welches die Menge in Mol-Zahl
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einer Polyimidstruktur darstellt, welche den Wert innerhalb des Bereichs von 0,2 bis 0,9 aufweist.

2. Verfahren gemäß Anspruch 1, wobei der Polyimid-Formgegenstand eine Kaptonfolie ist.

3. Verfahren gemäß Anspruch 1 oder 2, wobei die Verbindung ein Reaktionsförderndes Mittel zum Fördern der Imi-
disierungsreaktion umfaßt und der Anteil des Reaktions-fördernden Mittels auf einen Wert innerhalb des Bereichs
von 0,05 bis 5 Gew.-% pro Gesamtmenge der Verbindung, enthaltend eine Imidogruppe, eingestellt wird.

4. Verfahren gemäß einem der Ansprüche 1 bis 3, wobei die Verbindung, enthaltend eine Imidogruppe, eine teilchen-
förmige Form aufweist und der durchschnittliche Teilchendurchmesser der Verbindung, enthaltend eine Imidogrup-
pe, mit der teilchenförmigen Form auf einen Wert innerhalb des Bereichs von 0,1 bis 500 mm eingestellt wird.

Revendications

1. Procédé de production d’un film en polyimide, d’une composition de revêtement en polyimide, d’un matériau isolant
électrique en polyimide ou d’articles moulés thermorésistants en polyimide, à partir d’un composé comprenant un
groupe imido, obtenu par hydrolyse partielle d’un article moulé en polyimide et capable d’être durci thermiquement
dans des conditions de température de 200°C ou moins pour donner une résine en polyimide, comprenant les
étapes (1) à (3) suivantes :

(1) découpe de l’article moulé en polyimide jusqu’à une taille prédéterminée,
(2) hydrolyse de l’article moulé en polyimide à la taille prédéterminée à des conditions de température allant
de 50 à 100°C en présence d’eau et d’un composé basique choisi parmi un hydroxyde, un carbonate ou un
hydrogénocarbonate d’un métal alcalin ou d’un métal alcalinoterreux, pour donner un composé brut contenant
un groupe imido, et
(3) purification du composé brut contenant un groupe imido pour donner un composé contenant un groupe
imido qui a un pic d’absorption dérivé d’un groupe imido à un nombre d’onde de 1375 cm-1, un pic d’absorption
dérivé d’un groupe amide à un nombre d’onde de 1600 cm-1 et un pic d’absorption dérivé d’un groupe carboxyle
à un nombre d’onde de 1413 cm-1 dans le spectre IR obtenu par mesure spectroscopique IR par le procédé ATR,

où le composé contenant un groupe imido a une structure représentée par la formule (1) ci-dessous :

où dans la formule (1), le symbole X représente un métal alcalin, les indices n et l sont les symboles représentant
la quantité en nombre molaire de la structure polyamide-acide présente aux deux extrémités de la structure polyimide,
dont la valeur se situe dans l’intervalle allant de 0,1 à 0,8, et l’indice m est le symbole représentant la quantité en
nombre molaire de la structure polyimide, dont la valeur se situe dans l’intervalle allant de 0,2 à 0,9.

2. Procédé selon la revendication 1, où l’article moulé en polyimide est un film Kapton.

3. Procédé selon la revendication 1 ou 2, où le composé comprend un agent favorisant une réaction destiné à pro-
mouvoir la réaction d’imidation et la teneur de l’agent favorisant une réaction est ajustée à une valeur située dans
l’intervalle allant de 0,05 à 5% en poids par quantité totale du composé contenant un groupe imido.

4. Procédé selon l’une quelconque des revendications 1 à 3, où le composé contenant un groupe imido a une forme
particulaire et le diamètre moyen des particules du composé contenant un groupe imido de forme particulaire est
ajusté a une valeur située dans l’intervalle allant de 0,1 à 500 mm.
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